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(54) A method of providing a protective coating on a metal substrate, and related articles 



(57) A primary layer of an MCrAlY-type material is 
first applied to a metal-based substrate by a vacuum 
plasma spray (VPS) technique, or by high velocity oxy 
fuel (HVOF) technique. A secondary layer is then also 
applied by VPS or HVOF. It is formed of the following 



alloy (in atom percent): 0 to about 25 cobalt; about 7 to 
25 chromium; about 1 8 to about 55 aluminum; 0 to about 
1 yttrium; and 0 to about 2 silicon, with the balance com- 
prising nickel. The applied layers are then heat-treated. 
Related articles are also described. 
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Description 

[0001J This invention generally relates to protective coatings applied to metal substrat s. In some specific embodi- 
ments, it relates to the application of such coatings to superalloy components used in turbine engines. 
5 [0002] Many metals and metal alloys are employed in a wide variety of industrial applications. V ry often, th industrial 
environment includes extreme operating conditions, e.g. , temperatures which ar generally in the range of about 850*C- 
1 150°C. When metals like superalloys are exposed to such temperatures, the propensity for corrosion and oxidative 
attack increases. Thus, protective coatings must be used to protect components made from such metals, e.g., turbine 
engine components. 

io [0003] One particular coating system which is often used to protect such components includes two layers. The first 
layer Is formed of a material like MCrAlY, where M Is iron, nickel, or cobalt. This layer is advantageously applied by a 
high velocity oxy-fuel (HVOF) technique, and is tightly bound to the substrate. The second layer is an aluminide-type 
material, which provides the substrate with a much greater degree of oxidation resistance. Usually, the second layer 
is applied by an aluminiding technique such as "pack aluminiding". In such a process, the substrate is immersed within 

15 a mixture (or pack) containing the coating element source, filler material, and a halide energizer. At high temperatures 
(usually about 700-1 050°C), reactions within the mixture yield an aluminum-rich vapor which condenses onto the sur- 
face being coated, e.g., the MCrAIY-coated substrate. During a subsequent heat treatment, the condensed aluminum- 
based material diffuses into the MCrAlY coating. 

[0004] These types of aluminiding techniques are usually quite effective for applying a coating of good quality. How- 
20 ever, their use sometimes leads to disadvantages in the overall coating process. For example, pack aluminiding of 
large parts can require lengthy process times. Moreover, very specialized equipment is necessary for these types of 
processes. Thus, it may not be possible to apply the coating in a repair operation when the component is at a site 
without such equipment. Moreover, the "switch-over" time in changing from the coating system used to apply the first 
layer (e.g., MCrAlY) to that used for the aluminide-based layer sometimes detracts from the overall efficiency of the 
25 coating process. 

[0005] It should thus be apparent that new methods for efficiently applying protective coating systems to metal com- 
ponents would be welcome in the art. The methods should include coating techniques that do not require highly spe- 
cialized equipment. For example, the equipment used should be that which is available at a variety of sites at which 
the component may be repaired. Moreover, use of these new methods should result in protective coatings which have 
30 properties substantially equivalent to those achieved with coating methods of the prior art. 



SUMMARY OF THE INVENTION 

[0006] One embodiment of this invention is directed to a method for providing environmental protection to a metal- 
35 based substrate, e.g., one formed of a superalloy material. As used herein, "environmental protection" refers to pro- 
tection of a metal substrate from various adverse effects, e.g., oxidation and corrosion. Thus, the processes claimed 
herein are especially suitable for protecting turbine engine components which may be exposed to extreme operating 
conditions, including temperature exposure which is often in the range of about 700°C to about 900°C. The primary 
mbodiment comprises the following steps: 

40 

(a) applying a primary layer to the substrate by a vacuum plasma spray technique or by a high velocity oxy-fuel 
technique, wherein the primary layer material comprises an alloy of the formula MCrAlY, where M is selected from 
the group consisting of Fe, Ni, Co, and mixtures of any of the foregoing; 

45 (b) applying a secondary layer to the primary layer by a vacuum plasma spray technique or by a high velocity oxy- 

fuel technique, wherein the secondary layer material comprises an alloy of the following formula: 0 to about 25 
atom % cobalt; about 7 atom % to about 25 atom % chromium; about 1 8 atom % to about 55 atom % aluminum; 
0 to about 1 atom % yttrium; and 0 to about 2 atom % silicon, with the balance comprising nickel; and then 

50 (c) heat-treating the applied layers. 

[0007] The heat treatment of step (c) results in a diffusion region between the primary layer and the secondary layer, 
which usually has a thickness of about 0.5% to about 1 0% of the total thickness of the primary layer and the secondary 
layer. As further described below, the primary and secondary layers can be applied by a single deposition technique, 
55 such as HVOF. This discovery represents an important processing advantage in a commercial setting. 

[0008] A variety of specific compositions are sometimes used for the secondary layer. For xample, the composition 
sometimes is made free of gamma phase material, by including aluminum in an amount in the range of about 25 atom 
% to about 55 atom %. A preferred composition often comprises an alloy of the following formula: 0 to about 25 atom 
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% cobalt; about 7 atom % to about 20 atom % chromium; about 30 atom % to about 55 atom % aluminum; 0 to about 
1 atom % yttrium; and 0 to about 2 atom % silicon, with the balance comprising nickel. 

[0009J Another preferred composition for the secondary layer is sometimes used when gr ater toughness and duc- 
tility is desired. Such a composition comprises: 0 to about 25 atom % cobalt; about 15 atom % to about 25 atom % 
5 chromium; about 18 atom % to about 25 atom % aluminum; 0 to about 1 atom % yttrium; and 0 to about 2 atom % 
silicon, with the balance comprising nickel. 

[0010] Another embodiment of this invention is directed to an article, comprising: 



(i) a metal-based substrate; 

10 

(ii) a dense primary layer over the substrate, applied by a vacuum plasma spray technique or a high velocity oxy- 
fuel technique, wherein the primary layer material comprises an alloy of the formula MCrAlY, where M is selected 
from the group consisting of Fe, Ni, Co, and mixtures of any of the foregoing; and then 

15 (iii) a dense secondary layer over the primary layer, applied by a vacuum plasma spray technique or by a high 

velocity oxy-fuel technique, wherein the secondary layer material comprises an alloy of the following formula: 0 to 
about 25 atom % cobalt; about 7 atom % to about 25 atom % chromium; about 18 atom % to about 55 atom % 
aluminum; 0 to about 1 atom % yttrium; and 0 to about 2 atom % silicon, with the balance comprising nickel. 

20 [0011] As mentioned above, the substrate is often formed of a superalloy material, and can be a component of a 
turbine engine. A diffusion region Is disposed between the primary layer and the secondary layer 
[0012] Further details regarding the features of this invention are found in the remainder of the specification. 



25 



DETAILED DESCRIPTION OF THE INVENTION 



[0013] Many different metals or metal alloys can be used as the substrate for the present invention. The term "metal- 
based" refers to those which are primarily formed of metal or metal alloys, but which may also include some non- 
metallic components, e.g., ceramics, intermetallic phases, or intermediate phases. Usually, the substrate is a heat- 
resistant alloy, e.g., superalloys which typically have an operating temperature of up to about 1000-1 150°C. (The term 
30 "superalloy" is usually intended to embrace complex cobalt- or nickel-based alloys which include one or more other 
elements, such as aluminum, tungsten, molybdenum, titanium, or iron.) Superalloys are described in various referenc- 
es, such as U.S. Patents 5,399,313 and 4,116,723, both incorporated herein by reference. High temperature alloys 
are also generally described in Kirk-Othrner's Encyclopedia of Chemical Technology, 3rd Edition, Vol. 1 2, pp. 41 7-479 
(1980), and Vol. 15, pp. 787-800 (1981). Nickel-base superalloys typically include at least about 40 wt% Ni. Illustrative 
35 alloys are designated by the trade names Inconel®, Nimonic®, Rene® (e.g., Rene® 80, Rene® 95 alloys), and 
Udimet®. Cobalt-base superalloys typically include at least about 30 wt% Co. 

[0014] Commercial examples are designated by the trade names Haynes®, Nozzaloy®, Stellite®, and Uttimet®. The 
actual configuration of a substrate may vary widely. For example, the substrate may be in the form of various turbine 
engine parts, such as combustor liners, combustor domes, shrouds, buckets, blades, nozzles, or vanes. 

40 [001 5] The primary layer which is first applied to the substrate usually comprises an alloy of the formula MCrAlY. "M" 
is selected from the group consisting of Fe, Ni, Co, and mixtures of any of the foregoing. These materials are known 
in the art. Some of the preferred alloys of this type have a broad composition (in weight percent) of about 1 7% to about 
23% chromium; about 4% to about 1 3% aluminum; and about 0.1 % to about 2% yttrium; with M constituting the balance. 
In some embodiments, M is a mixture of nickel and cobalt, wherein the ratio of nickel to cobalt is in the range of about 

45 1 0 : 90 to about 90 : 1 0, by weight. 

[0016] For this invention, the primary layer is frequently applied by a vacuum plasma spray (VPS) technique, or by 
a high velocity oxy-fuel technique. Both of these deposition processes are known in the art. Their use very often results 
in coating layers which are substantially dense, as described, for example, in U.S. Patent Application S.N. 09/385,544 
(M. Borom et al; filed August 30, 1999), which is incorporated herein by reference. In brief, VPS is usually carried out 

so in a low-pressure environment, e.g., at about 20 torr to about 60 torr. Conventional VPS guns are available, e.g., an 
EPI 03CA gun from Electroplasma (Sulzer-METCO, Inc). Those of ordinary skill in the art are familiar with the various 
factors which relate to the use of this equipment, e.g., gun power; primary and secondary (if used) gas selection; gas 
flow rates; and the like. 

[0017] HVOF techniques are known in the art and described, for example, in U.S. Patents 5,508,097 and 5,527,591 , 
55 both incorporated herein by reference. HVOF is a continuous combustion process in which the powder is injected into 
th jet stream of a spray gun at very high speeds. Those of ordinary skill in the art are familiar with typical HVOF details, 
which vary according to the specific type of spray gun used. Exemplary factors include: the selection of fuel gasses; 
gas flow rates; coating particle size, and the like. In some embodiments, HVOF is the most pr ferred deposition tech- 
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niqu for the primary layer. 

[001 8] The thickness of the primary layer will depend in part on the conditions to which the final, coated article will 
be subjected, as well as other factors, such as the level of oxidation protection and corrosion r s.stanc r quired for 
the article. Usually, the thickness will be in the range of about 100 microns to about 350 microns, and preferably, in 

5 th range of about 1 50 microns to about 250 microns. 

[0019] The secondary layer is then applied over the primary layer. The same deposition techniques can be used, 
with HVOF being especially preferred in some embodiments. For this invention, it is important that the secondary layer 
comprise a beta phase, which is usually NiAl, CoAl, or mixtures thereof. In some embodiments, it is also preferable 
that the secondary layer further comprise an alpha-chrome phase. 

10 [0020] One secondary layer material conforming to these requirements comprises an alloy of the following formula: 

0 to about 25 atom % cobalt; 

about 7 atom % to about 25 atom % chromium; 

15 

about 1 8 atom % to about 55 atom % aluminum; 
0 to about 1 atom % yttrium; and 
20 0 to about 2 atom % silicon, 

with the balance comprising nickel. 

[0021] When oxidation resistance is a very high priority, it is sometimes preferred that the secondary layer be sub- 
25 stantially free of gamma phase material, e.g., solid solutions of nickel or cobalt. In that instance, the range of aluminum 
would be about 25 atom % to about 55 atom %. 
[0022] Another preferred alloy of this type comprises: 



30 



0 to about 25 atom % cobalt; 
about 7 atom % to about 20 atom % chromium; 
about 30 atom % to about 55 atom % aluminum; 
35 0 to about 1 atom % yttrium; and 

0 to about 2 atom % silicon, 
with the balance comprising nickel. 

40 

[0023] In some especially preferred embodiments, the alloy comprises: 
0 to about 25 atom % cobalt; 
45 about 7 atom % to about 15 atom % chromium; 

about 35 atom % to about 55 atom % aluminum; 
0 to about 1 atom % yttrium; and 

50 

0 to about 2 atom % silicon, 

with the balance comprising nickel. 

55 [0024] In other embodiments of the present invention, the alloy for the secondary layer is quite similar in composition 
and phase distribution to th MCrAlY material described pr viously. This type of layer generally exhibits greater tough- 
ness and ductility than the secondary layer materials described above. The material compnses: 
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0 to about 25 atom % cobalt; 



about 15 atom % to about 25 atom % chromium; 
5 about 1 8 atom % to about 25 atom % aluminum; 

0 to about 1 atom % yttrium; and 



0 to about 2 atom % silicon, 

10 

with the balance comprising nickel. 

[0025J This type of secondary layer is very useful for protective coating systems in which high ductility is a priority, 
e.g., those systems which are subjected to a considerable amount of thermal cycling. In such an application, a preferred 
is composition of this type is as follows: 

0 to about 25~atom % cobalt; 

about 1 7 atom % to about 22 atom % chromium; 

20 

about 1 8 atom % to about 22 atom % aluminum; • 
0 to about 1 atom % yttrium; and 



25 0 to about 2 atom % silicon, 

with the balance comprising nickel. 

[0026J Those of skill in the metallurgical arts are generally familiar with methods for preparing powders of the alloys 
30 described above. An exemplary reference is the Metals Handbook, Desk Edition, published by the American Society 
for Metals, 1985. Examples of the individual processing steps include: mixing powders of each component; melting 
the mixture to form ingots of the alloy material, and then crushing or gas-atomizing the ingots. The resulting material 
can then be sized by conventional techniques. Adjustment can be made in the individual processing steps to suit a 
particular alloy composition, without undue effort. 
35 [00271 Alloyed materials which contain relatively high levels of the beta phase, i.e., NiAl or CoAl, usually have rela- 
tively high melting points, e.g., greater than about 1600°C. 

[00281 These types of materials (which can be referred to as "intermetallic compounds") are usually processed at 
relatively high temperatures. One exemplary technique for processing such materials is described in U.S. Patent 
5,330,701, issued to K. Shaw et al, and incorporated herein by reference. The Shaw patent is directed to a reactive 

40 sintering process for producing a finely divided intermetallic material. In this process, the reactants are intimately mixed. 
A portion of the mixture (in a protective atmosphere) is then brought up to a temperature sufficient to initiate an exo- 
thermic reaction, and to form a transient liquid phase. A heat sink is used to produce a layered body of the compound. 
The layered body is then cooled in the protective atmosphere, followed by comminution/to form a finely-divided inter- 
metallic powder. The powder is then sized. 

45 [0029] The thickness of the secondary layer will depend on many of the factors discussed above with respect to the 
first layer, e.g., the desired level of oxidation- and corrosion protection. Usually, the thickness will be in the range of 
about 35 microns to about 85 microns, and preferably, in the range of about 45 microns to about 75 microns. 
[0030] After the deposition of the secondary layer, the article is subjected to a heat treatment. This treatment diffuses 
a portion of the secondary layer into the primary layer, forming a diffusion region. The diffusion region is important for 

so several reasons. It improves adhesion between the layers, reducing the propensity for delamination of the second layer 
from the first. Moreover, the heat treatment itself provides stress relief between the layers, while also homogenizing 
the particle compositions at the interface between the two layers. 

[0031] The particular conditions for the heat treatment will depend on various factors. These include the desired 
thickness of the diffusion region, as well as the thickness and particular composition of the primary and secondary 
55 layers. Moreover, heat treatment conditions for the substrate metal (e.g., ageing and solution heat-treatments) should 
also be taken into consideration, since it is usually undesirable to substantially change the prop rties of the substrate 
material as a result of this particular heat treatment. 

[0032] Usually, the heat treatment will be carried out at a temperature in the range of about 850°C to about 1 250 C, 
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and preferably, in the range of about 950°C to about 1150° C. 

[0033J The duration of the heat treatment will usually be in the range of about 1 hour to about 1 0 hours, and preferably, 
about 2 hours to about 6 hours. Longer heating times often compensat for lower temp ratures, while higher temper- 
atures (within the general ranges set forth above) often compensate for shorter heating times. 
5 [0034] Th thickness of th diffusion r gion will depend in part on the thickness of th primary and secondary lay rs. 
For example, the diffusion region thickness should not consume an excessive amount of either of the adjacent layers. 
The average thickness of the diffusion region is often about 0.5% to about 10% of the total thickness of the primary 
layer and the secondary layer. 

' [0035] Another embodiment of this invention is directed to a method for repairing a worn or damaged protective 

10 coating system applied over a metal-based substrate, e.g., aturbine engine component or portion thereof. (As used 
herein, a "protective coating system" includes at least two coating layers, i.e., the primary and secondary layers dis- 
cussed above). First, the worn or damaged protective coating system is removed from a selected area on the substrate. 
The coating may be removed by various techniques known in the art, such as chemical stripping (e.g., with acids); 
lectrochemical stripping; grinding; fluoride-ion etching, and the like. 

15 [0036] A replacement-protective coating system is then deposited on the repair site, according to the technique 
discussed previously. In other words, a primary layer is first applied to the substrate by a vacuum plasma spray tech- 
nique, or by an HVOF technique. The primary layer alloy comprises an alloy of the formula MCrAlY, where M is selected 
from the group consisting of Fe, Ni, Co, and mixtures of any of the foregoing. A secondary layer is then applied to the 
primary layer by a vacuum plasma spray technique, or by an HVOF technique. (As mentioned above, HVOF is the 

20 preferred deposition technique in certain embodiments). The applied layers are then heat-treated according to the 
guidelines described previously. The repaired component is then ready to be returned to service. It should be noted 
that the use of the same deposition system for both the primary and secondary layers greatly streamlines the repair 
process. This advantage is especially significant when the repair has to be carried out at a location in which a variety 
of coating deposition systems may not be available. 
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EXAMPLES 



[0037] The following example is merely illustrative, and should not be construed to be any sort of limitation on the 
scope of the claimed invention. 

30 [0038] Various protective coating systems were applied to superalloy samples, as described below. The samples 
were evaluated for oxidation resistance, corrosion resistance, and resistance-to-cracking. Air furnace and burner rig 
tests were carried out for oxidation resistance and corrosion resistance, using cylindrical pins as the test samples. The 
pins were cut by EDM (electro-discharge machining) from a 6 inch-long (15.2 cm) bar of a standard nickel-base su- 
peralloy. Each resulting pin had a length of 0.92 in. (2.3 cm), and a diameter of 0.1 7 in. (0.4 cm). (As described below, 

35 flat bars were used for strain-to-crack tests). 

[0039] The coating system which constituted sample A was based on the present invention. A set of the pins wer 
prepared for burner rig testing, using standard pre-treatment techniques, i.e., grit-blasting and ultrasonic cleaning in 
alcohol. The primary layer was formed of an MCrAIY-type material having the following nominal composition: 32 wt% 
Ni, 35.7 wt% Co, 22 wt% Cr, 1 0 wt% Al, and 0.3 wt% Y. The composition was used in powder form, in which the average 

40 particle size was about 20-44 microns. 

[0040] The primary layer was deposited by a standard HVOF system, using a METCO DJ-2600 HVOF gun. For the 
burner rig pins, the HVOF conditions were as follows: The oxidizing gas was oxygen, with a flow rate of about 350-500 
sefh. The fuel gas was hydrogen, with a flow rate of about 1400-1800 sefh. A cooling gas was also used, with a flow 
rate of about 700-900 sefh. A powder carrier gas (nitrogen) was also injected, with a flow rate of about 1 5-30 sefh. 

45 [0041] The spray distance was about 9 in. (22.9 cm), and each pin was spun at 1 200 rpm. The gun transverse speed 
was about 70-100 mm/sec. The thickness of the coating was about 10 mils (253 microns). 

[0042] The secondary layer for sample A was deposited by the same HVOF system. The composition used for this 
layer comprised the following components: 29.5 wt % Ni, 30.3 wt % Co, 9.7 wt % Cr, 30 wt % Al, and 0.2 wt % Si. This 
composition corresponds approximately as follows: 21 .9 atom % Ni; 21 .9 atom % Co; 8.3 atom % Cr; 47.8 atom % Al; 

so and 01 atom % Si. The composition was prepared by the reactive sintering process described earlier and set forth in 
U.S. Patent 5,330,701 . In applying this material, the flow rate of the oxidizing gas (oxygen) was about 450-550 sefh. 
The hydrogen fuel gas had a flow rate of about 1640 sefh. A cooling gas was also used, with a flow rate of about 
700-800 sefh. A powder carrier gas (nitrogen) was injected, with a flow rate of about 15-30 sefh. The spray distance 
was about 9 in. (22.9 cm), and each pin was spun at 1200 rpm. The gun transverse speed was about 70-100 mm/sec. 

55 The thickness of the resulting coating was about 3 mils (76 microns). 

[0043] After the application of the two layers, the pins were vacuum heat-treated at 1 079°C for about 4 hours. Th 
pins were then cut into 0.92 in. (2.3 cm) segments by EDM. The open ends of the pins were then HVOF-coated with 
about 3 mils (76 microns) of the secondary layer material, under the same process parameters used to apply that layer. 
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The pins were then subjected to another vacuum heat-treatment, for 2 hours at 1 079°C. 

[0044] The coating system which constituted sample B was outside the scope of this invention,, and used for th 
purpose of comparison. The primary layer was identical to the MCrAIY-type material used for sample A. It was applied 
by the same HVOF system, using identical spray conditions. Its thickness was 10 mils (253 microns). 
[0045] An aluminide-type s condary layer was th n applied ov r the primary layer. Th secondary coating was de- 
posited by a conventional pack-aluminide (cementation) process, utilizing an aluminum source powder and a hallde 
activator. Aluminiding was carried out for about 4 hours, at 1945°F (1052°C). The average coating thickness for the 
secondary layer was about 2.7 mils (68.6 microns). The nominal aluminum content of this secondary layer was similar 
to that of the secondary layer of sample A, i.e., within about 2 wt%. 

[0046] After the application of the two layers, the pins were cut into 0.92 in. (2.3 cm segments), as in the case of the 
sample A pins. The open ends of the pins were then aluminided (by the pack process mentioned above) to an average 
thickness of about 3 mils (76 microns). 

[0047] Samples in the shape of flat bars were used for the strain-to-crack tests. Multiple samples were coated in the 
same manner, with the same material as that described for samples A and B. The bars had dimensions of 7 in. (17.8 
cm) x 2 in. (5.1 cm) x 1/8 in. (0.3 cm). The strain-to-crack test was carried out to determine the coating's ductility, i.e., 
by evaluating its resistance to cracking. In this test, one end of the bar Is fastened, and a load Is placed on the other 
end in a manner which permits a constant deflection (0.7 in./1 .8 cm) to be applied to the bar, in cantilever fashion. The 
resulting strain varies continuously along the length of the bar, and the strain values along its length are recorded. As 
shown in the chart which follows, each bar is heated to a particular temperature level. (In other words, different samples, 
prepared and coated in the same manner, were tested at each temperature). An examination of each bar for cracking 
was carried out after the temperature exposure. The lowest strain level at which cracking occurs is determined by the 
location of the cracks furthest from the fixed end of the bar. 

[0048] Oxidation resistance and corrosion resistance were measured by subjecting the pins (the 0.92 in. pins) to 
certain environmental conditions in an air furnace or a burner rig apparatus. The air furnace was a conventional electric 
unit Burner rig testing is known in the art and generally described, for example, in U.S. Patent 5,922,409 (McMord.e 
et al) in the present burner rig set-up, two types of fuel can be combusted: natural gas for oxidation testing, and 
hydrocarbon distillate (containing prescribed amounts of contaminants) for the corrosion tests. The temperatures in 
the rigs are maintained by the use of electrical resistance furnaces which totally surround the test area. The temper- 
atures are measured and calibrated by thermocouples attached to the burner rig stands. Each burner rig held about 
21 of the pins, and the duration of the pins in each furnace is listed in Table 1 . 

[0049] For the hot corrosion tests, synthetic sea water (i.e., NaCI-based) was added to the distillate fuel supply (1 46 
cc per 4 gal. fuel), along with di-tert-butyl sulfide (278 cc per 4 gal. fuel), and a conventional dispersing agent. The 
operating conditions for this test were sufficient to produce hot corrosion attack on the pins. After the designated ex- 
posure time in this hot corrosion environment (see Table 1), the extent of attack was determined by metallography. 
Each pin was sectioned into two halves at the location of maximum corrosion. Depth of penetration of the corrosion 
was measured directly from the polished cross-section of the pin which exhibited the greatest amount of metal con- 
sumption. (The table also indicates measurements which were based on average penetration for the two halves of 
each pin). 

[0050] The results which relate to oxidation resistance and corrosion resistance are also found in Table 1 . (Both 
characteristics can be evaluated by the depth of penetration). 

TABLE 1 



Pin r 


Sample 3 


Apparatus 6 


Temperature 
(°F/°C) 


Time (hrs) 


Max. 

Penetration 0 


Max 

Penetration d 










(mils/u.) 


(inVcycle) 
















1 


A 


Bur. 


1 600/871 


896 


6.2/157 


6.96E-06 


2 


A 


Bur. 


1600/871 


1154 


2.6/66 


2.92E-06 


3 


B 


Bur. 


1600/871 


1216 


4.4/112 


3.62E-06 


4 


A 


Fur. 


1 700/927 


1975 


0.9/23 


4.68E-07 


5 


A 


Fur. 


1 700/927 


4000 


0.8/20 


2.07E-07 


6 


B 


Fur. 


1 700/927 


1975 


2.0/51 


1 OOE-06 


7 


B 


Fur. 


1 700/871 


4000 


1 .0/25 


2.60E-07 


8 


A 


. Fur. 


1 800/982 


2015 


1 .4/36 


7.13E-07 


9 


B 


Fur. 


1 800/982 


2015 


0.8/20 


3.73E-07 



50 



55 
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TABLE 1 (continued) 



Pin # # 


Sample 8 


Apparatus 1 * 


Temperature 
(*F/°C) 


Time (hrs) 


Max. 

P netration c 
(mils/u.) 


Max 

Penetration^ 
(in. /cycle) 


10 


A 


Fur. 


1900/1 038 


2139 


1 .9/48 


9.00E-07 


11 


A 


Bur. 


1900/1038 


4048 


1 .0/25 


2.44E-07 


12 


6 


Fur 


1 900/1 038 


2139 


1.2/30 


5.43E-07 


13 


B 


Bur. 


1900/1036 


4048 


0.9/23 


2.11 E : 07 


14 


A 


Fur. 


2000/1 093 


2021 


0.9/23 


4.68E-07 


15 


B 


Fur. 


2000/1 093 


2021 


2.1/53 


1.06E-06 


' Pins 1 -3 were subjected to hot corrosion tests, using disti 


late fuel. Pins 4-15 were subjected to oxidation tests 
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a) "A" = present invention, i.e., HVOF primary layer/HVOF secondary layer; 
ample, i.e., HVOF primary layer/pack-aluminided secondary layer. 

b) "Bur." = burner rig apparatus; "Fur." = conventional air furnace. 

c) Maximum penetration per pin-side. 

d) Maximum penetration per hour, per pin-side, based on average of two halves of pin. ("E" = exponent). 



[0051] In general, the coating system of the present invention performed as well as the prior art coating system, 
although there is some variation in penetration levels over time and temperature. The data presented in Table 1 is 
representative of the range of data scatter typically associated with metal penetration tests of this type. 
[0052] The strain-to-crack results are provided below in Table 2: 

TABLE 2 



Pin # 



Sample 3 



A 
A 
A 
A 
B 
B 
B 
. B 



Temperature (°F/°C) 



1300/704 
1350/732 
1400/760 
1500/816 
1300/704 
1350/732 
1400/760 
1600/871 



Distance to Last Crack 
(in./cm) b 



1 .7/4.3 

None* 

None* 

None* 

3.5/9.0 

None* 

None* 

None** 



Strain (cm/cm ,x 10- 2 ) 



0.735 



0.338 



a) "A" = present invention, i.e., HVOF primary layer/HVOF secondary layer; "B" = comparative example, i.e., HVOF 
primary layer/pack-aluminided secondary layer. 

b) Distance from fastening point ("grip") of bar, subtracting length encompassed by fastening device. 
* No detectable crack. 

** No detectable crack, based on data from a separate, but comparable, experiment. 



[0053] Samples A and B exhibited no cracking at temperatures greater than 1350*F (732' C). This result demon- 
strates that the samples are comparable to those of the prior art, in terms of ductility (i.e., strain tolerance) at elevated 
temperatures. At 1300°F (704°C), the strain level at the site of cracking for Sample A was over twice that of sample 
B, indicating that Sample A is much more strain -tolerant than Sample B at that temperature. 

[0054] In general, the data of Table 2 show that the strain-to-crack performance for samples of this invention exceeded 
that of the prior art samples. (These results can be influenced in part by the level of aluminum in the secondary layer). 
The data in Table 1 demonstrated comparable levels for the other properties, i.e., oxidation resistance and corrosion 
resistance 

[0055] Moreover, properties for the samples of the present invention can be achieved by the use of a single deposition 
system for the protective coatings. As described previously, this discovery represents an important processing advan- 
tage when applying new coating systems to various components, and when repairing previously-applied coating sys- 
terns 

[0056] Having described preferred embodiments of the present inv ntion, alt mative mbodiments may b come 
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apparent to those skilled in the art without departing from the spirit of this invention. Accordingly, it is understood that 
the scope of this invention is to be limited only by th app nded claims. 



Claims 

1 . A method for providing environmental protection to a metal-based substrate, comprising the following steps: 

(a) applying a primary layer to the substrate by a vacuum plasma spray technique or by a high velocity oxy- 
fuel technique, wherein the primary layer material comprises an alloy of the formula MCrAlY, where M is se- 
lected from the group consisting of Fe, Ni, Co, and mixtures of any of the foregoing; 

(b) applying a secondary layer to the primary layer by a vacuum plasma spray technique or by a high velocity 
oxy-fuel technique, wherein the secondary layer material comprises an alloy of the following formula: 0 to 
about 25 atom % cobalt; about 7 atom % to about 25 atom % chromium; about 18 atom % to about 55 atom 
% aluminum; 0 to about 1 atom % yttrium; and 0 to about 2 atom % silicon, with the balance comprising nickel; 
and then 

(c) heat-treating the applied layers. 

2. The method of claim 1 , wherein the heat treatment is carried out at a temperature in the range of about 850°C to . 
about 1250°C, for a time period of between about 60 minutes and about 10 hours. 

3. The method of claim 1 or claim 2, wherein the heat treatment of step (c) results in a diffusion region between the 
primary layer and the secondary layer and the diffusion region has an average thickness which is about 0.5% to 
about 1 0% of the total thickness of the primary layer and the secondary layer. 

4. The method of any preceding claim, where M is a mixture of nickel and cobalt. 

5. The method of any preceding claim, wherein the amount of aluminum in the secondary layer material is in the 
range of about 25 atom % to about 55 atom %. 

6. The method of any one of claims 1 to 4, where the secondary layer material comprises an alloy of the following 
formula: 0 to about 25 atom % cobalt; about 7 atom % to about 20 atom % chromium; about 30 atom % to about 
55 atom % aluminum; 0 to about 1 atom % yttrium; and 0 to about 2 atom % silicon, with the balance comprising 
nickel. 

7. The method of any one of claims 1 to 4, wherein the secondary layer material comprises an alloy of the following 
formula: 0 to about 25 atom % cobalt; about 15 atom % to about 25 atom % chromium; about 1 8 atom % to about 
25 atom %.aluminum; 0 to about 1 atom % yttrium; and 0 to about 2 atom % silicon, with the balance comprising 
nickel. 

8. The method of any preceding claim, wherein the metal-based substrate is formed of a material which comprises 
a superalloy. 

9. A method for providing oxidation resistance and corrosion resistance to a nickel-base superalloy substrate, com- 
prising the following steps: 

(a) applying a primary layer to the substrate by a high velocity oxy-fuel technique, wherein the primary coating 
materia! comprises an alloy of the formula MCrAlY, where M is selected from the group consisting of Fe, Ni, 
Co, and mixtures of any of the foregoing; 

(b) applying a secondary layer to the primary layer by a high velocity oxy-fuel technique, wherein the secondary 
layer material comprises an alloy of the following formula: 0 to about 25 atom % cobalt; about 7 atom % to 
about 25 atom % chromium; about 18 atom % to about 55 atom % aluminum; 0 to about 1 atom % yttrium; 
and 0 to about 2 atom % silicon, with the balance comprising nickel; and then 

(c) heat-treating the applied layers, to diffuse a portion of the secondary layer into the primary layer, forming 
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a diffusion region that has an average thickness which is about p. 5% to about 1 0% of the total thickness of 
the primary layer and the secondary layer. 

10. The method of claim 9, wherein the substrate is a component of a turbine engine. 

5 

11 . A method for repairing a worn or damaged protective coating system applied over a metal-based substrate, com- 
prising the following steps: 

(i) removing the worn or damaged protective coating system from a selected area on the substrate; 

(ii) applying a primary layer over the selected area by a vacuum plasma spray technique or by a high velocity 
oxy-fuel technique, wherein the primary layer material comprises an alloy of the formula MCrAlY, where M is 
selected from the group consisting of Fe, Ni, Co, and mixtures of any of the foregoing; 

15 (jjj) applying a secondary layer to the primary layer by a vacuum plasma spray technique or by a high velocity 

oxy-fuel technique, wherein the secondary layer material comprises an alloy of the following formula: 0 to 
about 25 atom % cobalt; about 7 atom % to about 25 atom % chromium; about 1 8 atom % to about 55 atom 
% aluminum; 0 to about 1 atom % yttrium; and 0 to about 2 atom % silicon, with the balance comprising nickel; 
and then 

20 

(Iv) heat-treating the applied layers.^ . 

12. An article, comprising: 

25 (j) a metal-based substrate; 

(ii) a dense primary layer over the substrate, applied by a vacuum plasma spray technique or a high velocity 
oxy-fuel technique, wherein the primary layer material comprises an alloy of the formula MCrAlY, where M is 
selected from the group consisting of Fe, Ni, Co, and mixtures of any of the foregoing; and 

30 

(iii) a dense secondary layer over the primary layer, applied by a vacuum plasma spray technique or by a high 
velocity oxy-fuel technique, wherein the secondary layer material comprises an alloy of the following formula: 
0 to about 25 atom % cobalt; about 7 atom % to about 25 atom % chromium; about 18 atom % to about 55 
atom % aluminum; 0 to about 1 atom % yttrium; and 0 to about 2 atom % silicon, with the balance comprising 

35 nickel. 

13. The article of claim 12, wherein the metal-based substrate comprises a superalloy material. 

14. The article of claim 1 2 or claim 13, wherein the secondary layer material comprises an alloy of the following formula: 
40 o to about 25 atom % cobalt; about 7 atom % to about 20 atom % chromium; about 30 atom % to about 55 atom 

% aluminum; 0 to about 1 atom % yttrium; and 0 to about 2 atom % silicon, with the balance comprising nickel. 

1 5. The article of claim 1 2 or claim 1 3, wherein the secondary layer material comprises an alloy of the following formula: 
0 to about 25 atom % cobalt; about 1 5 atom % to about 25 atom % chromium; about 1 8 atom % to about 25 atom 

45 % aluminum; 0 to about 1 atom % yttrium; and 0 to about 2 atom % silicon, with the balance comprising nickel. 

16. The article of any one of claims 12 to 15, wherein the primary layer has a thickness in the range of about 100 
microns to about 350 microns. 

so 17. The article of any one of claims 12 to 15, wherein the secondary layer has a thickness in the range of about 35 
microns to about 85 microns. 



10 



EP 1 122 329 A1 



J 



European Patent 
Office 



EUROPEAN SEARCH REPORT 



EP 01 30 0859 



DOCUMENTS CONSIDERED TO BE RELEVANT 




Category 


Citation of document wtth indication, where appropriate, 
of relevant passages 


Relevant 
to claim 


CLASSIFICATION OF THE 
APPLICATION (im.CI.7) 


X 


US 4 198 442 A (DINESH K. GUPTA) 
id April lyou ^ ivou— U'l—io / 
* column 2, line 39 - line 50; claims 
1-3, 5,6; examples 1,2 * 


1-10, 

Ic-1D 


C23C4/18 
C23C4/02 


A 


US 3 837 894 A (ROBERT C. TUCKER) 
24 September 1974 (1974-09-24) 

* claims 1-4 * 


1-3, 

8-10,12, 
13 




A 


US 4 714 624 A (SUBHASH K. NAIK) 
22 December 1987 (1987-12-22) 

* claims 1-8 * 


1-3, 

8-10,12, 
13 




A 


EP 0 558 053 A (TURBINE BLADING) 
1 September 1993 (1993-09-01) 
* claim 1 * 


11 




A 


PATENT ABSTRACTS OF JAPAN 


11 






vol. 016, no. 198 (C-0939), 

13 May 1992 (1992-05-13) 

& JP 04 032546 A (MITSUBISHI HEAVY IND 

LTD), 4 February 1992 (1992-02-04) 

* abstract * 




TECHNICAL FIELDS 
SEARCHED (lntCI.7) 






C23C 


A 


US 4 705 203 A (CHARLES C. MCC0MAS) 
10 November 1987 (1987-11-10) 
* claim 1 * 


11 




A 


W0 94 18359 A (THE SECRETARY OF STATE FOR 
DEFENCE IN HER BRITANNIC MAJESTY'S 
G0VERNEM) 18 August 1994 (1994-08-18) 






The present search report has been drawn up (or all claims 







Place ol 9oarch 

THE HAGUE 



CM* of completion ot re «earth 

22 May 2001 



Examine 

El sen, D 



X 
Y 

A: 
O: 
P : 



CATEGORY OF CITED DOCUMENTS 

particularly relevant If taken alone 
particularly retevanl If combined wtth another 
document of the same category 
technological background 



T : theory or principle underlying the Invention 
E : eartter patent document, but published on, or 

after the filing date 
D : document cited in the application 
L : document died lor other reasons 



A member of the same patent rami*, corresponding 
document 



11 



EP 1 122 329 A1 



ANNEX TO THE EUROPEAN SEARCH REPORT 

ON EUROPEAN PATENT APPLICATION NO. EP 01 30 0859 



This annex lists me patent fan Oy members relating to the patent documents cited In the above-mentioned European search report 
The members are as contained tn the European Patent Office EDP fHe on 

The European Patent Office Is In no way liable for these particulars which are merely given for the purpose cf Information. 

22-05-2001 



Pnlftnt doctffnAnl 

r Olul 1 1 VAA/UI 1 1 VI II 




Publication 




Patent family 




Publication 


cited m search repoi 


rt 


date 




member(s) 




date 


IIC AtQOAAO 


A 

M 




r l\ 


2407272 


A 


?R-nR— 1 Q7Q 








£R 
OD 


2007263 A, B 


1 Q7Q 

ID v3 17 / Jf 








.IP 


1120841 


C 


?R-1fl-1 Oft? 








jp 


54066342 


A 


28-05-1979 








0P 


57009629 


B 


22-02-1982 


US 3837894 


A 


24-09-1974 


CA 


1000130 

X. W \J W X w w 


A 


23-11-1976 








CH 


574506 


A 


15-04-1976 








DE 


2325149 


A 


06-12-1973 










2185696 


A 


OA— ni — 1 G7^ 
U1 U.l i7/ £ ! 








CP 
bo 


1438381 


A 


UJ UD 1? /D 








ID 

Or 


986730 


C 


^1— Ut" 1?QU 










49042533 


A 


c£ — UH 17 / H 








ID 

or 


53020931 


B 


^7— UD— l7/0 


1 IC* A 1 1 AC OA 

US 4/14o24 


A 


22-lZ-19o/ 


NUNt 








EP 558053 


A 


01-09-1993 


AU 


3385893 


A 


02-09-1993 








CA 


2090754 


A 


28-08-1993 








G6 


2264446 


A 


01-09-1993 








JP 


6010613 


A 


18-01-1994 








ZA 


9301290 


A 


01-11-1993 


JP 04032546 


A 


04-02-1992 


NONE 








US 4705203 


A 


10-11-1987 


NONE 








WO 9418359 


A 


18-08-1994 


CA 


2156081 


A 


18-08-1994 








0E 


69403320 


D 


26-06-1997 








DE 


69403320 


T 


06-11-1997 | 








EP 


0683826 


A 


29-11-1995 








ES 


2105640 


T 


16-10-1997 








6B 


2290309 A,B 


20-12-1995 








OP 


8506383 


T 


09-07-1996 








RU 


2131482 C 


10-06-1999 








US 


5741604 


A 


21-04-1998 





£ For more details about this annex :see Official Journal of the European Patent Office, No. 12/82 



12 



